C 30 H 48 Cl 2 N 14 Ni 2 O 2 S 6 , monoclinic, P12 1 /c1 (no. 14), a = 12.0407(7) Å, b = 11.8861(6) Å, c = 15.7389(9) Å, b = 93.904(1)°, V = 2247.3 Å 3 , Z = 2, Rgt(F) = 0.032, wR ref (F 2 ) = 0.069, T = 120 K.
Discussion
As a part of systematic study on complexing properties of pyrazolyl molecules [1] [2] [3] , the present paper reports on a new Ni(II) complex. The crystal structure of the ligand 3,5-dimethyl-1-thiocarboxamide pyrazole (L1) was recently reported [4] and a DFT computation has been used to obtain in-vacuo theoretical geometry [5] . The interesting aspect of this ligand and its derivative is its ambidentate nature. It can coordinate bidentately to metal through the pyrazole ring nitrogen and thiolato sulfur or by using ring nitrogen and iminyl nitrogen (of thiocarbamyl group). Explanation of the ambidentate nature of this ligand in terms of the HSAB model [6] implies its capability to stabilize different oxidation state of the same metal. It could be also expected that oxidation state of the ligand would influence the mode of coordination. It was found that in the case of Co(III)(L) 3 complex [7] , monodeprotonated L1 is bound to metal through the pyrazole ring nitrogen and the thiocarboxamide nitrogen. However, in the Co2L2Cl4 fivecoordinated Co (II) is bound to neutral L1, through the pyrazole nitrogen and thiol sulfur. In accordance with the HSAB model [8] , it is expected that ligand L1 will bind to Ni(II) through the pyrazole nitrogen and sulfur from the thiocarboxamide fragment. This mode of coordination was observed in the Ni(II) complex with the closely related monodeprotonated ligand 3,5-dimethyl-1-(N-ethyl)-thiocarbamylpyrazole (L2) [9] . In contrast to this, recent X-ray powder diffraction study [10] revealed that monodeprotonated ligand L1 is bound to Ni(II) through the nitrogen atoms of the pyrazole ring and the thiocarboxamide group. This observation is not in accordance with the expectations based on HSAB model, which stress the importance of obtaining more information on the factors important for complexing properties of this ligand. The crystal structure of the title compound is built up of discrete centrosymmetric dinuclear units, with end-to-end bridging NCS anionic ligands, Cl anions, and ethanol molecules. Two neutral molecules of L1 coordinate to Ni(II) through the pyrazole-ring N atoms and thiocarboxamide S atoms, which is in accordance with the HSAB model. The Ni(II) adopts distorted octahedral coordination, with thiocyanato N, and thiol S placed in the axial positions. Two pyrazolyl ligands show similar arrangement, except for the torsion angle NNCS (ÐN10N8C16S2 = 14.66°, ÐN12N9C18S5 = 32.44°), which indicates significant difference in the conformation of two chelate rings. Greater distortion of the chelate ring is associated with the longer axial NiS bond (d(Ni1S5) = 2.519 Å, d(Ni1S2) = 2.422 Å). Structural pa-rameters of the two chelate rings differ significantly from those observed in square-planar Ni(L2)2 complex [10] and indicate weaker bonding. The bridging thiocyanate group is nearly linear and shows bent coordination modes with the metal atoms (ÐS3C22N11 = 178.58°, ÐNi1S3C22 = 102.40°, ÐNi1N11C22 = 164.47°). Distance between the two nickel atoms is 5.578 Å. The packing of complex molecules is determined by the presence of free chloride anion, which ethanol molecule. Repulsion of the chloride anion lead to the arrangement of hydrogen bonded atoms in a tetrahedral fashion. The other important factor is the position of hydrogen bond donors in the complex molecule. Both hydrogen atoms at nitrogen N14 are involved in the hydrogen bonds with Cl, and formation of molecular chain, while the connection between the neighboring chains is achieved by the hydrogen bond involving atom N13 and chlorine. The angle between the two neighboring molecular chains is 69°(measured by the torsion angle formed by the lines connecting the centroids of the metallocycle rings). The crystal structure is additionally stabilized by the hydrogen bond involving ethanol molecule and nitrogen N13.
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